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Description 

BACKGROUND OF THE INVENTION 
Field of the Invention: 

[0001] The present invention relates to a molded article of foamed and expanded beads of a propylene resin which 
has excellent mechanical strength and a low expansion ratio. 

Description of the Background Art: 

[0002] Molded articles of foamed and expanded beads (hereinafter referred to as "foamed beads" merely) of a pro- 
pylene resin, which are obtained by heating and molding the foamed beads of the propylene resin in a mold are widely 
used in various fields. In recent years in particular, molded articles of foamed beads (hereinafter referred to as the 
expansion-molded articles"), which have a relatively low expansion ratio of about 2 to 8 times, have been expected to 
be in demand in fields required to be thin-wall and have high stiffness and energy absorption performance. There is a 
possibility that they may be widely used in fields of application of, for example, cores for integrally molded articles with 
a skin, such as automotive door panels, pillars and instrument panels, jack and tool housings etc 
I0 ? 3] .^ID 6 ' 6 !T Ve heretofore 15680 known foamed be ads of propylene resins having a relatively low expansion ratio 
^ ldes ° bta ' n « 3 ' b V usi "9 such foamed beads. For example. Example 1 of Japanese Patent Publication No. 
43493/1984 describes the fact that foamed beads of a polypropylene resin having an apparent expansion ratio of 5 

!! m !?i a !l Parent ? enSity: ab0ut 018 9/0,11 > were molded in a mold 40 ob* 3 '" a mM *i article which had good fusion- 
bonded state and appearance and was free of shrinkage. Example 2 of Japanese Patent Publication No. 33253/1987 
describes the fact that foamed beads of a polypropylene resin having an expansion ratio of 5 times were charged into 
a moW and molded therein to obtain a molded article having high mechanical strength. Japanese Patent Application 
Laid-Open No. 4738/1986 describes a process for producing foamed beads of a polypropylene resin, which are used 
for expansion molding, and Run Nos. 1, 5 and 6 in Table 3 of this publication show examples where foamed beads of 
the polypropylene resin having bulk expansion ratios of 5 times (apparent density: about 0.270 g/cm 3 ) 3 times (appar- 
ent density: about 0.450 g/cm 3 ) and 7 times (apparent density: about 0.193 g/cm 3 ). respectively, were produced. Inci- 
dentally, the bulk expansion ratio is a value determined by placing a plurality of the foamed beads in a graduated 
cylinder dividing the weight of the foamed beads by a volume read by the graduated cylinder at this time to find a bulk 
density (g/cm ) of the foamed beads, and dividing the density (g/cm 3 ) of the base resin of the foamed beads by the 
thus-found bulk density of the foamed beads. 

[0004] Further, Example 5 of Japanese Patent Application Laid-Open No. 372630/1 992 describes the fact that a pro- 
pylene resin was used to obtain foamed beads having an expansion ratio of 2.6 cm 3 /g (apparent density: about 0 385 
g/cm ). Example 1 of Japanese Patent Application Laid-Open No. 1 76077/1 998 describes the fact that foamed beads 
of a propylene resin having an average expansion ration as low as 3.6 times (apparent density: about 0.250 g/cm 3 ) were 
obtained. ' 

[0005] However. Japanese Patent Publication No. 43493/1984. Japanese Patent Publication No 33253/1987 and 
Japanese Patent Application Laid-Open No. 4738/1986 do not describe anything about the fact that a molded article 
wherein a value (hereinafter may be referred to as the "ratio of the bending strength to the density" merely) obtained by 
dividing its maximum bending strength (kgf/cm 2 ) determined in accordance with JIS K 7221 by its apparent density 
(g/cm ) is at least 155 (kgf/cm^g/cm 3 ). is obtained. Moreover, it has been hard to say that when such foamed beads 
having a low expansion ratio as described in these publications are molded to use the resultant molded articles as such 
cores for integrally molded articles with a skin, and jack and tool housings as described above, their strength is suffi- 
cient. The foamed beads having an expansion ratio of 2.6 cm 3 /g described in Example 5 of Japanese Patent Application 
Laid-Open No. 372630/1 992 are further expanded to provide foamed beads having an expansion ration of 13 56 cm 3 /g 
(ap ^ ^ ? na y : ***** 0 074 9/0,11 >• Therefore - *» foam ed beads are not those used for obtaining expansion- 
molded articles having a low expansion ratio. The foamed beads having a relatively low average expansion ratio of 1 5 
to 4.7 times described in Japanese Patent Application Laid-Open No. 176077/1998 are also further expanded to pro- 
vide foamed beads having an apparent density lower than 0.1 1 g/cm 3 . and the foamed beads thus provided are then 
f ; * e u ex P ans ion-molded articles described in Japanese Patent Application Laid-Open No 
I 3re S ° drfferent ,rom the ex Pansion-molded article of the propylene resin having a low expansion ratio 

that the present invention has as its object the provision thereof. 

[0006] When resin particles are expanded, the expansion ratio of the resulting foamed beads becomes lower as the 
pressure of a foaming agent fed into a vessel in which the resin particles have been dispersed into dispersion medium 
is lower (the amount of the foaming agent is less). However, foamed beads of a propylene resin having a low expansion 
ratio obtained in such a manner involve a problem that the expandability and fusion bonding property upon the molding 
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of the foamed beads become more deteriorated as the expansion ratio is lower. As a result, the appearance of the 
resulting molded article is deteriorated, and moreover it is impossible to obtain an excellent expansion-molded article 
in which good physical properties such as stiffness, that a foam having a low expansion ratio has, have been sufficiently 
introduced. 

5 

SUMMARY OF THE INVENTION 

[0007] Therefore, the present inventors have carried out an investigation as to the reasons why the expansion-molded 
articles having excellent strength that the present inventors have as their object the provision thereof are hard to be pro- 

w vided from such foamed beads having a low expansion ratio as described in Japanese Patent Publication Nos. 
43493/1984 and 33253/1987, Japanese Patent Application Laid-Open No. 4738/1986, etc. As a result, the following 
facts have been found. When the conventional foamed beads of the propylene resin having a low expansion ratio are 
provided, a volatile foaming agent such as dichlorodrfluoromethane is used. When such a volatile foaming agent is 
used, a variation of expansion ratio among individual foamed beads in a group of the resulting foamed beads (a set of 

15 foamed beads may hereinafter be referred to as a "group of foamed beads'*) becomes wider as it is intended to obtain 
foamed beads of a propylene resin having a lower expansion ratio. When it is intended to provide foamed beads having 
an apparent density of about 0. 1 8 to 0.64 g/cm 3 in particular, there are offered such problems as some particles which 
have substantially not been expanded are mixed in a group of the resultant foamed beads. When the foamed beads of 
such a group of the foamed beads are used in molding, secondary expandability and fusion bonding property upon 

20 molding become insufficient, which causes a problem that a molded article of the foamed beads, which is excellent in 
physical properties such as stiffness, is hard to be provided though the molding is conducted with the foamed beads 
having a low expansion ratio. Therefore, the present inventors have carried out an investigation as to molding of foamed 
beads of a group of foamed beads, in which a variation of apparent density among individual foamed beads is narrow, 
and made a further extensive study. As a result, it has been found that a molded article obtained by using foamed beads 

25 of a group of foamed beads, in which a variation of apparent density is narrow, and moreover the average number of 
cells at the section of the foamed bead is within a specific range, wherein the ratio of the bending strength to the density 
in the molded article is not lower than a specific value, and the average number of cells at its section is within a specific 
range, can solve the above-described problems, thus leading to completion of the present invention. 
[0008] - According to the present invention, there is thus provided an expansion-molded article of a propylene resin, 

30 which is obtained by heating and molding the foamed beads of the propylene resin, wherein the apparent density of the 
molded article is 0.1 1 to 0.45 g/cm 3 , a value obtained by dividing its maximum bending strength (kgf/cm 2 ) determined 
in accordance with J IS K 7221 by the apparent density (g/cm 3 ) is at least 155 (kgf/cm^g/cm 3 ), and the average 
number of cells at its section is within a range of 5 to 100 cells/mm 2 . 

[0009] The above and other objects, features and advantages of the present invention will be readily appreciated as 
35 the same becomes better understood from the preferred embodiments of the present invention, which will be described 
subsequently in detail with reference to the accompanying drawing, and from the appended claims. 

BRIEF DESCRIPTION OF THE DRAWINGS 

40 [0010] 

FIG. 1 illustrates the method for determining the quantity of heat at an endothermic peak on the higher-temperature 
side of foamed beads or a molded article of the foamed beads. 

45 DETAILED DESCRIPTION OF THE PREFERRED EMBODIMENTS 

[0011] Examples of the base resin of the foamed beads of the propylene resin used in obtaining the expansion- 
molded article according to the present invention include propylene resins such as a propylene homopolymer, ethylene- 
propylene random copolymers, ethylene-propylene block copolymers, propyl ene-butene random copolymers and eth- 
so ylene-propylene-butene random terpolymers. The propylene copolymers and terpolymers are preferably those contain- 
ing a propylene component in a proportion of at least 70 wt.%. The above-described propylene resins may be used 
either singly or in any combination thereof. Of these, the ethylene-propylene random copolymers, propylene-butene 
random copolymers and ethylene-propylene-butene random terpolymers are preferred because it is easy to control an 
expansion ratio. 

55 [0012] As the base resin of the foamed beads, other polymers may be used in combination with the propylene resin 
so far as no detrimental influence is thereby imposed on the object of the present invention. Examples of such a poly- 
mer include polyethylene resins, polystyrene resins, ethylene-propylene rubber, ethylene-butene rubber, ethylene- 
octene rubber, propylene-butene rubber and styrene-butadi en e-styrene copolymers. At least two of these polymers 
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may be used in combination with the propylene resin. 

[001 3] As a group of foamed beads for obtaining the expansion-molded article according to the present invention, may 
be used a group of foamed beads whose apparent density is a specific average density selected from a range of about 
0.1 8 to 0.64 g/cm 3 , whose variation of apparent density among foamed beads making up the group of foamed beads is 
5 narrow, and whose average number of cells at the section of the bead is 5 to 100 cells/mm 2 . Foamed beads whose 
standard deviation of apparent density is smaller than 0.07 (g/cm 3 ), and whose average number of cells is 10 to 70 
cells/mm 2 are preferably used. 

[0014] If the apparent density of the foamed beads is lower than 0.18 g/cm 3 , there is a possibility that any molded 
article obtained from such foamed beads may have insufficient stiffness. It the apparent density exceeds 0.64 g/cm 3 on 

10 the other hand, it is difficult to control the average number of cells of such foamed beads and of any molded article 
obtained from the foamed beads within the range of 5 to 1 00 cells/mm 2 . If a variation of apparent density becomes wide, 
the ratio of the bending strength to the density in the resulting molded article becomes low. and there is a possibility that 
the density may vary with the individual molded articles obtained from such foamed beads and with portions of one 
molded article, or that the appearance and physical properties of the resulting molded article may be deteriorated. In 

75 the expansion-molded article according to the present invention, its ratio of the bending strength to the density may be 
at least 155 (kgf/cm^/ta/cm 3 ), preferably at least 180 (kgf/cm 2 )/(g/cm 3 ) for uses as a housing and the like. In the case 
of an expansion-molded article whose thickness is thin, the ratio of the bending strength to the density is preferably at 
least 200 (kgf/cm 2 )/(g/cm 3 ). When foamed beads whose variation of apparent density is so narrow that the standard 
deviation of the apparent density is smaller than 0.07 (g/cm 3 ) are used in molding, the ratio of the bending strength to 

20 the density in the resulting molded article can be controlled to at least 200 (kgf/cm^/fg/cm 3 ). 

[0015] Resin particles for the production of the foamed beads used in the present invention can be obtained by melt- 
ing a resin in an extruder, extruding the molten resin from the extruder into a strand and cutting the strand (this process 
will hereinafter be referred to as the "extruded strand cutting system"). The weight of the resin particle involves no prob- 
lem so far as it is about 0.1 to 40 mg. However, in view of the filling ability of foamed beads obtained by expanding the 

25 resin particles into a mold upon molding of the foamed beads, it is preferred that the weight of the resin particle be con- 
trolled to 0.1 to 6 mg. When the resin particles are produced by the above-described process, it is desirable that a var- 
iation of weight among particles be as narrow as possible. 

[001 6] The average cell diameter of the foamed beads used in the present invention is 1 00 to 230 *im, preferably 130 
to 200 jim. The cell structure at a section obtained by cutting the foamed bead into halves is preferably a structure that 

30 cells uniform in ceil diameter are distributed, or that cells having an average cell diameter of 15 to 130 urn are present 
in the surface layer portion within a range of from the surface of the bead to 50-250 urn, and cells having an average 
cell diameter of 150 to 400 urn are present in the inner layer portion thereof. The foamed beads of the above-described 
cell structure are high in expandability and fusion bonding property upon heating and molding of the foamed beads in 
a mold. In particular, the foamed beads having the above-described cell structure that the cells present in the surface 

35 layer portion are smaller than the cells present on the side of the inner layer portion are still higher in fusion bonding 
property upon their molding. 

[0017] The average cell diameter of the foamed beads are determined by drawing, on the above-described section 
obtained by cutting each foamed bead into halves, a straight line that passes through the center of the section and 
traverses the section, and counting the number of cells present on the straight length. A value obtained by dividing the 

40 length of the straight line by the number of cells present on the straight line is regarded as the average cell diameter. 
The average cell diameters of cells present in the surface layer portion and on the side of the inner layer portion are 
determined by drawing a straight line in the above-described manner, measuring the lengths of straight line portions 
and the numbers of cells respectively corresponding to the surface layer portion and the inner layer portion and dividing 
the length of each straight line portion by the number of cells present on such a straight line portion. 

45 [001 8] A variation of weight in the resin particles used in expansion forms the cause of a variation of apparent density 
in foamed beads obtained from the resin particles. Accordingly, a condition for narrowing the variation of apparent den- 
sity in the resulting foamed beads is to select resin particles narrow in the variation of weight as the resin particles used 
in the expansion. In order to narrow the variation of weight of the resin particles, it is only necessary to provide resin 
particles by adopting a process comprising selecting such a die that a molten resin uniformly flows into each resin extru- 

so sion orifice of the die upon the formation of resin particles by the extruded strand cutting system, controlling extrusion 
conditions in such a manner that a die pressure becomes constant, taking up each strand extruded from the die under 
uniform tension and at a uniform speed, fully cooling the strand and then cutting the strand. In this case, It is preferred 
that defective resin particles produced for causes such as cutting failure of the strand be removed by screening or the 
like before the resultant resin particles are used in expansion. It is also preferred that the resin particles be provided 

55 under such die design, extrusion conditions and take-up conditions that the shape of the resulting foamed beads is in 
the form close to a sphere as much as posstole. A group of foamed beads wide in a variation of apparent density may 
be subjected to a treatment such as screening to provide a group of foamed beads narrow in a variation of apparent 
density. If screening is conducted to provide a group of foamed beads narrow in a variation of apparent density, how- 
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ever, the prescribed effect cannot be achieved on the resulting molded article unless the average number of cells at the 
section of the foamed bead is within a range of 5 to 100 cells/mm 2 . 

[0019] The same various additives as those added to the conventional resin particles for expansion, such as antioxi- 
dants, antistatic agents, conductivity-imparting agents, weather resistance-imparting agents, pigments and lubricants, 
s may be added to the resin particles used in the expansion. In the case where the resin particles are formed by, for 
example, the extruded strand cutting system, these additives may be contained into the resin particles by adding them 
to a molten resin in an extruder and Kneading the resultant mixture. 

[0020] The foamed beads of the propylene resin used for obtaining the molded article according to the present inven- 
tion, which are narrow in a variation of apparent density and have the specific number of cells, can be obtained by using, 

70 for example, the resin particles formed in the above-described manner, which are narrow in a variation of weight in 
accordance with a process comprising dispersing the resin particles in a dispersion medium such as water in a pres- 
sure vessel, impregnating the resin particles with a foaming agent while heating and stirring the dispersion in the pres- 
ence of the foaming agent, and then releasing the resin particles and the dispersion medium from the vessel under a 
pressure lower than the internal pressure of the vessel at a temperature not lower than the softening temperature of the 

is resin particles, thereby expanding the resin particles. 

[0021 ] The kind and added amount of the foaming agent used for expanding the resin particles affect the density and 
variation of density of the resulting foamed beads. When a volatile foaming agent high in expanding power or a foaming 
agent composed mainly of a volatile foaming agent is used as the foaming agent, only foamed beads wide in variations 
of density and cell diameter can be obtained even if the amount of the foaming agent is reduced. Any good molded arti- 

20 cle cannot be provided from such foamed beads. Accordingly, in order to obtain a group of foamed beads which have 
a specific average density selected from apparent densities within the range of 0.18 to 0.64 g/cm 3 (the average appar- 
ent density of the group of foamed beads may be lower than 0. 1 8 g/cm 3 when the foamed beads are compressed upon 
heating and molding thereof), and are narrow in a variation of apparent density among the foamed beads, an inorganic 
gas type foaming agent (hereinafter referred to as "inorganic foaming agent") such as an inorganic gas or a mixture of 

25 an inorganic gas and water or the like is used. Examples of the inorganic gas include air, nitrogen, carbon dioxide, 
argon, hydrogen and helium. Of these, air and nitrogen are preferred in view of the stabilization of density of the result- 
ing foamed beads, burden imposed on the environment, cost and the like. As water used as the foaming agent, there 
may be utilized, for example, water used as the dispersion medium dispersing the resin particles therein upon the 
expansion of the resin particles. In order to positively utilize water as the foaming agent, resin particles containing a 

30 water-absorbing resin may also be used. 

[0022] The inorganic foaming agent is preferably fed to a vessel in such a manner that the pressure of space within 
the vessel amounts to 1 to 30 kgf/cm^G), preferably 3 to 15 kgf/crrr^G). The inorganic foaming agent is fed into the 
vessel, for example, a closed vessel in which the resin particles are dispersed in water, and then held under heat white 
stirring the contents, whereby the resin particles can be impregnated with the foaming agent. In order to prevent a var- 

35 iation of density among the resulting foamed beads, the temperature and pressure within the vessel during the release 
of the resin particles from the vessel in the expanding step of the resin particles are preferably kept the same as the 
time the release of the resin particles has been started. 

[0023] In order to narrow the variation of cell diameter among the foamed beads, it is also effective to add a foam 
stabilizer to the resin particles. Either an inorganic foam stabilizer or an organic foam stabilizer may be used as the foam 

40 stabilizer. Examples of the inorganic foam stabilizer include metal salts of boric acid, such as zinc borate, magnesium 
borate and borax, sodium chloride, aluminum hydroxide, talc, zeolite, silica and other inorganic substances which 
exhibit water-solubility of at least 0. 1 g in 1 00 g of water at 80°C. Examples of the organic foam stabilizer include sodium 
2.2-methylenebis(4,6-tert-butylphenyl) phosphate, sodium benzoate. calcium benzoate, aluminum benzoate and 
sodium stearate. These foam stabilizers may be used in any combination thereof. 

45 [0024] Examples of the zinc borate include zinc metaborate [Zn(B0 2 )2l, basic zinc borate [ZnB 4 0 7 • 2ZnO] and those 
represented by chemical formulae of 2ZnO • 3B 2 0 3 • 3.5H 2 0, 3ZnO • 2B2O3 • 5H 2 0 and the like. 
[0025] Examples of the magnesium borate include magnesium orthoborate [Mg 3 (B0 3 )2], magnesium diborate, mag- 
nesium pyroborate [Mg 2 B 2 O s or 2^0^03], magnesium metaborate [MgO • B 2 0 3 ], trimagnesium tetraborate 
[Mg 3 B 4 09 or 3MgO • 2B 2 0 3 ], pentamagnesium tetraborate [MgsB^n], magnesium hexaborate [MgB 6 O 10 ] and those 

so represented by chemical formulae of 2MgO*3B 2 0 3 *nH 2 0 (wherein n is a positive integer), MgO • 4B 2 G 3 • 3H 2 0, 
MgO • 6B20 3 • 18H 2 0 and the like. 

[0026] Another method for controlling the cell diameter of the foamed beads includes a method in which the structure 
of a discharge valve used in releasing the resin particles from the closed vessel is devised. 

[0027] Of the above-mentioned foam stabilizers, the metal salts of boric acid, particularly, zinc borate, and sodium 
55 2,2-methylene- bis(4,6-tert-butytphenyl) phosphate are preferred. 

[0028] The amount of the foam stabilizer added is an important factor for preventing the formation of large cells and 
varied cells in size in the foamed beads used for obtaining the molded article according to the present invention. In the 
present invention, it is preferred to add the foam stabilizer within a range of 0.002 to 0.5 wt.%. 
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[0029] It is only necessary to add the foam stabilizer together with other additives to a molten resin in an extruder 
upon the formation of the resin particles by the extruded strand cutting system. Incidentally, in order to uniformly dis- 
perse the foam stabilizer and the various additive described above in the resin particles upon the addition of these addi- 
tives into the resin particles, it is preferred to use a masterbatching process comprising preparing a master batch 
5 containing these additive at high concentrations and melting and kneading this master batch together with a base resin 
of the resin particles in an extruder. 

[0030] An anti-fusing agent may be added to the dispersion medium upon dispersing the resin particles in the disper- 
sion medium in the closed vessel for the purpose of preventing fusion bonding among the resin particles by heating 
upon expansion of the resin particles. Any anti-fusing agent may be used as such an anti-fusing agent, irrespective of 

10 organic and inorganic agents so far as it neither dissolves in the dispersion medium nor melts upon heating. However, 
an inorganic anti-fusing agents is generally used. Examples of the inorganic anti-fusing agent include mica, kaolin, talc, 
tricalcium phosphate, magnesium carbonate, zinc carbonate, aluminum oxide, titanium oxide and aluminum hydroxide. 
It is preferred that the anti-fusing agent be added into the dispersion medium in a proportion of 0. 1 to 2 parts by weight 
per 100 parts by weight of the resin particles dispersed in the dispersion medium. 

15 [0031 ] When the anti-fusing agent is used, an anionic surfactant such as sodium dodecylbenzenesulfonate or sodium 
oleate, a strong acid such as sulfuric acid, hydrochloric acid or nitric acid, or a strong acid salt or a hydrated strong acid 
salt, such as aluminum sulfate, magnesium chloride or calcium sulfate, is preferably added as a dispersion aid to the 
dispersion medium. It is preferred that the dispersion aid be added in the dispersion medium in a proportion of about 
0.0001 -0.2 parts by weight per 100 parts by weight of the resin particles. 

20 [0032] Since the mutual fusion bonding property among the resultant foamed beads upon molding thereof is inhibited 
if the anti-fusing agent attaches to the surfaces of the foamed beads, the amount of the anti-fusing agent attached is 
controlled to less than 0.7 g, preferably less than 0.5 g, more preferably less than 0.2g per 100 g of the foamed beads 
when a silicate mineral, for example, talc, mica, kaolin or the like, is used as the anti-fusing agent. 
[0033] A preferable combination of the anti-fusing agent and the dispersion aid is such that the anti-fusing agent is a 

25 silicate mineral, and the dispersion aid is a mixture of a strong acid salt or a hydrated strong acid salt and anionic sur- 
factant. In this case, a ratio of the silicate mineral to the strong acid salt or hydrated strong acid salt is preferably 50:1 
to 15:1 by weight. This combination permits reducing the amount of the anti- fusing agent attached to the surfaces of 
the foamed beads and omitting a step of removing the anti-fusing agent attached to the surfaces of the foamed beads, 
such as washing with an acid solution, alkaline solution, hot water, an aqueous solution of a surfactant, or the like. 

30 [0034] The foamed beads obtained in the above-described manner are preferably such that the quantity of heat at an 
endothermic peak on the higher-temperature side (hereinafter referred to as the "high-temperature peak") on a DSC 
curve obtained by the differential scanning calorimetry of the foamed beads is 3 to 20 J/g. In the process of obtaining 
the foamed beads, the heating rate, or the holding temperature and holding time before the expansion can be control- 
led, thereby obtaining foamed beads whose quantity of heat at the high-temperature peak is within the range of 3 to 20 

35 J/g. The degrees of expandability, fusion bonding property and the like upon molding of the foamed beads in a mold can 
be controlled by controlling the quantity of heat at the high-temperature peak of the foamed beads. The expandability 
and fusion bonding property of the foamed beads having a low expansion ratio, in which the average number of cells at 
the section of the foamed bead have been controlled, can be further improved by this control, and so an expansion- 
molded article, which has a low expansion ratio and is far excellent in mutual fusion bonding property among the 

40 foamed beads and appearance, can be provided. 

[0035] The foamed beads obtained in the above-described manner are aged under atmospheric pressure and then 
filled into a mold or the like to heat and mold them with heated steam or the like, whereby an expansion-molded article 
can be obtained. As needed, the foamed beads are subjected to a pressurizing treatment prior to their filling into the 
mold to increase the internal pressure of the beads. The pressurizing treatment is generally conducted by pressurizing 

45 the foamed beads with air in a pressure tank. However, foamed beads whose quantity of heat at the high-temperature 
peak on the DSC curve is 3 to 1 5 J/g can provide an expansion-molded article according to the present invention, which 
has excellent physical properties, even when they are molded without subjecting them to the pressurizing treatment. In 
particular, in order to make the foamed beads having an apparent density of at least 0. 1 8 g/cm 3 , preferably at least 0.24 
g/cm 3 moldable without subjecting them to the pressurizing treatment, it is preferred that the quantity of heat at the high- 

so temperature peak be 3 to 13 J/g, preferably 3 to 1 1 J/g. Incidentally, the quantity of heat at the high- temperature peak 
scarcely varies upon molding the foamed beads by heating and molding means to obtain a molded article. Accordingly, 
the quantity of heat at the high- temperature peak of an expansion-molded article obtained from the foamed beads 
whose quantity of heat at the high-temperature peak is 3 to 20 J/g also amounts to 3 to 20 J/g. 
[0036] The quantity of heat at the high-temperature peak of the foamed beads or the expansion-molded article cor- 

55 responds to an area of a high-temperature peak b on a DSC curve illustrated in FIG. 1 obtained by heating 1 to 8 mg 
of a sample of the foamed beads or expansion-molded article up to 220°C at a heating rate of l0°C/min by a differential 
scanning calorimeter. The quantity of heat can be determined in the following manner. Namely, as shown in FIG. 1, a 
straight line is first drawn between a point I at 80°C on the DSC curve and a point II on the DSC curve, which indicates 
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the melting completion temperature of the base resin. A straight line perpendicular to the abscissa axis (Temperature) 
of the graph is then drawn through a point III on the DSC curve, which corresponds to a valley between an inherent 
endothermic peak a corresponding to the endotherm of the base resin upon melting and the high-temperature peak b, 
to the straight line connecting the point I and the point II. The intersection thereof is regarded as a point IV. The quantity 
5 of heat at the high-temperature peak b corresponds to an area of a section (a hatched section) surrounded by a straight 
line connecting the point IV thus obtained and the point II, a straight line connecting the point III and the point IV, and a 
DSC curve between the point I II and the point II. 

[0037] As a method for filling foamed beads into a mold when molding the foamed beads by means of the mold, there 
is known the so-called cracking filling method in which foamed beads are filled into a mold in a state that a slight crack 

10 has been provided in the mold, and the mold is then completely closed. When the usual cracking filling method is 
adopted upon filling foamed beads having a low expansion ratio into a mold, however, there is a possibility that the life 
of the mold may be shortened due to the compressive stiffness of the foamed beads. Therefore, when such foamed 
beads are molded in the mold, it is preferred that the mold be completely closed after filling the foamed beads into the 
mold with a crack provided therein, and then feeding steam to the mold to conduct purging. 

is [0038] Incidentally, the expansion-molded article according to the present invention can be obtained by molding the 
foamed beads by means of any known heating and molding means such as a combination mold composed of a female 
mold and a male mold, or a continuous molding apparatus making use of such a conveyer type mold as described in 
Japanese Patent Application Laid-Open No. 104026/1997. 

[0039] The thus-obtained expansion-molded article of the propylene resin according to the present invention features 
20 that its apparent density is 0.1 1 to 0.45 g/cm 3 , preferably 0.125 to 0.3 g/cm 3 , more preferably 0.15 to 0.3 g/cm 3 , a value 
obtained by dividing its maximum bending strength (kgf/cm 2 ) determined in accordance with JIS K 7221 by the appar- 
ent density (g/cm 3 ) is at least 155 (kgf/crrr^/fe/cm 3 ), and the average number of cells at its section is within a range of 
5 to 100 cells/mm 2 , preferably 10 to 70 cells/mm 2 . 

[0040] It is particularly preferred that the molded article be excellent in impact resistance as demonstrated by an Izod 

25 impact value of at least 1 (kgf • cm/cm 2 ) as determined in accordance with JIS K 71 10. 

[0041 ] II the ratio of the bending strength to the density in the molded article is lower than 1 55 gf/cm 2 )/(g/cm 3 ), it can- 
not be said that the strength of the molded article is sufficient, and so such a molded article is difficult to use as a thin- 
wall molded article in particular. In the present invention, the ratio of the bending strength to the density is preferably at 
least 180 (kgf/cm 2 )/(g/cm 3 ), particularly preferably at least 200 (kgf/cm 2 )/(g/cm 3 ). In the molded article according to the 

30 present invention, the ratio of the bending strength to the density of at least 155 (kgf/cm^/fg/cm 3 ) gives an index to the 
fact that the mutual fusion bonding property among the foamed beads forming the molded article is good. Such a 
molded article can be said to be superior to the conventional one from the viewpoint of physical properties of the 
molded article having a low expansion ratio, such as stiffness. 

[0042] If the average number of cells at the section of the expansion-molded article is less than 5 cells/mm 2 , such a 
35 molded article becomes poor in physical properties such as bending strength. This fact is considered to be caused by 
defective expansion of and defective fusion bonding among the foamed beads upon molding thereof. If the average 
number of cells at the section of the molded article exceeds 100 cells/mm 2 , such a molded article becomes poor in 
dimensional stability. This fact is considered to be caused by too high expandability of the foamed beads and insufficient 
structural strength of the foamed beads due to the too thin cell membranes forming the cells in the foamed bead. 
40 [0043] The Izod impact value correlates to the quality of the appearance on the surface of the molded article and to 
whether the fusion bonding property among the foamed beads is good or not. A molded article having impact strength 
as high as at least 1 (kgf • cm/cm 2 ), preferably at least 1 .2 (kgf • cm/cm 2 ) in terms of an Izod impact value is little in voids 
on the surface thereof and hence has good appearance and also good mutual fusion bonding property among the 
foamed beads. 

45 [0044] The molded article accorcfing to the present invention is also excellent in stiffness represented by compressive 
strength and is so good that it does not crack even in compressive strength measuring tests at 5% strain and 10% 
strain. The molded article preferably has compressive strength at 5% strain of at least 8 kgf/cm 2 , more preferably at 
least 15 kgf/cm 2 , most preferably at least 20 kgf/cm 2 , and compressive strength at 10% strain of at least 10 kgf/cm 2 , 
more preferably at least 20 kgf/cm 2 , most preferably at least 25 kgf/cm 2 . 

so [0045] The measuring methods of various physical properties of foamed beads and molded articles thereof in the 
present specification will hereinafter be described. 

[0046] The maximum bending strength of a molded article is a value determined in accordance with JIS K 7221 . Inci- 
dentally, as a sample for measuring the maximum bending strength, a molded article sample, which has no surface 
(skin) and the size is 25 mm in width, 20 mm in height and not smaller than 120 mm in length, is used. As the density 
55 upon determining the ratio of the bending strength to the density, apparent density of the molded article sample whose 
maximum bending strength will be determined is used. The ratio of the bending strength to the density is determined 
by conducting the measurement on 10 samples to find the arithmetic mean thereof. 

[0047] The apparent density of foamed beads is determined in accordance with the following equation (1) by sampling 
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about 5 000 foamed beads from a group of foamed beads, leaving them to stand for 24 hours under conditions of 23°C 
in temperature and 50% in relative humidity, measuring the weight, W (g) of the foamed bead sample, and sinking the 
sarrple into ethanol at 23°C in a graduated cylinder to find a true volume, L (cm 3 ) of the sample from the nse in meth- 
anol level. 

[Apparent density (g/cm 3 ) of the sample of the foamed bead group] - W + L (1) 

[0048] The apparent density of an expansion-molded article can be determined by leaving an expansion-molded arti- 
cle sample having a volume of at least 50 cm 3 to stand for 24 hours under conditions of 23°C in temperature and 50% 
in relative humidity, and then dividing the weight, W (g) of the expansion-molded article sample by a volume (cm ) cal- 
culated out from the outside dimension of the molded article sample. 

[0049] In order to find the standard deviation of the apparent density of foamed beads, a group of foamed beads left 
to stand for 24 hours under conditions of 23°C in temperature and 50% in relative humidity is first screened by screens 
prescribed in Attached Table 2 of JIS Z 8801 (1994) to determine an apparent density (g/cm 3 ) of a group of foamed 
beads on each screen. On the other hand, the number of foamed beads on each screen is counted, thereby finding the 
standard deviation of the apparent density of the foamed beads from the apparent densities of the groups of the foamed 
beads on the respective screens and the numbers of the foamed beads on the respective screens. 
[0050] On the other hand, the average number of cells at the section of a foamed bead is determined through a scan- 
ning electron microscope. More specifically, each of at least 10 foamed beads selected at random from a group of 
foamed beads left to stand for 24 hours under conditions of 23°C in temperature and 50% in relative humidity is cut into 
halves by a sharp cutter, and the section of each cut piece is subjected to a pretreatment by vapor deposition with gold 
to prepare each specimen. An enlarged photograph of the section of the specimen is then taken by the scanning elec- 
tron microscope to count the number of cells present within a region corresponding to a square of 1 mm in length and 

I mm in breadth about the center of the section, thereby finding the number of cells per mm 2 . The arithmetic mean of 
the values found on the respective specimens is regarded as the average number of cells. Incidentally, cells intersected 
by the upper side and the right side of the square of 1 mm in length and 1 mm in breadth are not counted. The average 
number of cells at the section of an expansion- molded article can be determined by the same method as the measuring 
method of the average number of cells at the section of the foamed bead except that 10 specimens each having a size 
of 5 mm in length and 5 mm in breadth are cut out of an expansion-molded article sample left to stand for 24 hours 
under conditions of 23°C in temperature and 50% in relative humidity, and the number of cells present about the center 
of the section of an optional foamed bead making up the section of each specimen are counted. In the present inven- 
tion the number of cells in a part of the section of the expansion-molded article or several percent of foamed beads in 
the whole group of the foamed beads may be outside the range of 5 to 100 cells/mm 2 so far as the average number of 
cells in the specimens as determined in the above-described manner is within a range of 5 to 100 cells/mm . 

[0051 ] The Izod impact value (kg • cm/cm 2 ) of an expansion-molded article is determined as to a specimen having a 
size of 80 mm in length, 10 mm in thickness and 10 mm in width (no notch is provided in the specimen). When the spec- 
imen is cut out of an expansion-molded article sample of a propylene resin, a specimen having the surface of the 
molded article is cut out in such a manner that the surface 80 mm long and 10 mm wide in the specimen corresponds 
to the surface of the molded article. The Izod value is determined by using this specimen to give percussion to the spec- 
imen on the side having the molded article surface under conditions of 23°C and 50% relative humidity in accordance 
with JIS K 71 10 by means of an impact testing machine having fundamental performance that the weighing capacity is 

I I J the percussion speed is 3.5 m/sec. the mass of the hammer is 0.784 kg. the distance between the center line of 
the axis of rotation of the hammer and the center of gravity of the hammer is 6.85 cm. the angle to be raised of the ham- 
mer corresponding to the weighing capacity is 150°, and the distance between the center line of the axis of rotation of 
the hammer and the blade edge is 30.7 cm. 

[0052] In the measurements of compressive strength (kgf/cm 2 ) at 10% strain and compressive strength (kgf/cm ) at 
5% strain, specimens having no surface of the molded article and a size of 50 mm in length, 50 mm in width and 25 mm 
in height are prepared by cutting them out of an expansion-molded article sample of a propylene resin. Each compres- 
sive strength is calculated out on the basis of a value obtained by using such a specimen and compressing it in the 
height direction thereof under conditions of 23°C. 50% relative humidity and a compression rate of 10 mm/mm in 
accordance with JIS K 7220. 

[0053] The present invention will hereinafter be described in more detail by the following Examples. 
Examples 1 to 8, and Comparative Examples 1 and 2: 

[0054] After their corresponding foam stabilizers shown in Table 1 were separately added to an ethylene-propylene 
random copolymer (ethylene content: 2.4 wt.%; molting point: 146°C; Ml: 10 g/10 min) containing 0.12 wt.% of an anti- 
oxidant 0.05 wt.% of calcium stearate (lubricant), 0.05 wt.% of erucic acid amide (lubricant) and 0.2 wt.% of a weather 



8 



■ <EP 0963827 A2 I. > 



EP0 963 827A2 



resistance-imparting agent, and each of the resultant mixtures was melted and kneaded in an extruder, the melt was 
extruded from a die installed on the tip of the extruder into a strand. The strand was cut in such a manner that a ratio of 
the diameter to the length in the resulting foamed beads will be substantially 1.0, thereby obtaining resin particles hav- 
ing its corresponding average weight shown in Table 1 . Incidentally, the foam stabilizer was added in the form of a mas- 

5 ter batch so as to amount to its corresponding quantity shown in Table 1 . 

[0055] A 400-liter autoclave was then charged with 100 parts by weight of the thus-obtained resin particles, 500 parts 
by weight of water, 1 part by weight of tricalcium phosphate and 0.08 parts by weight of a surfactant (sodium dodecyl- 
benzenesulfonate). While stirring the contents, they were held for 15 minutes at a temperature lower than its corre- 
sponding foaming temperature shown in Table 1 by 5°C. In the meantime, nitrogen gas was fed into the autoclave to 

10 control the pressure within the autoclave so as to reach a pressure lower than its corresponding target pressure within 
the autoclave upon expansion shown in Table 1 by 1 kgf/cm 2 (G). The contents were then heated to the foaming tem- 
perature and held for 15 minutes at the same temperature. In the meantime, additional nitrogen gas was fed into the 
autoclave so as to reach the target pressure within the autoclave upon expansion. Thereafter, the autoclave was 
opened at one end thereof to release the resin particles through an orifice 16 mm in diameter and 50 mm in length (in 

is Examples 6 and 8. no orifice was used to directly release the resin particles through a needle valve) under atmospheric 
pressure to obtain foamed beads according to each example. Incidentally, the expansion was conducted while feeding 
nitrogen gas into the autoclave so as to keep the pressure within the autoclave at the target pressure within the auto- 
clave upon the expansion during the release of the resin particles from the autoclave. 

[0056] After removing water attached to the surfaces of the resultant foamed beads, they were left to stand for 24 
20 hours under atmospheric pressure to age them, and were then fully washed with 0. 1 N hydrochloric acid and dried. The 
apparent density, standard deviation of apparent density and average number of cells of the foamed beads in this group 
of foamed beads etc. were determined. The results are shown in Table 1. The foamed beads were then filled without 
subjecting them to a pressurizing treatment (only in Example 4, the pressurizing treatment was conductecjjto apply an 
internal pressure of 2.0 kg/cm 2 ; in this example, the pressurizing treatment was conducted by holding"the foamed 
25 beads for 12 hours in a pressurizing tank kept at an internal pressure of 2.0 kg/cm 2 and an internal temperature of 30 
°C) into a mold having a mold cavity of 250 mm x 200 mm x 50 mm in a state that a slight crack had been provided 
without completely closing the mold. After the interior of the moid was then purged with steam, the mold was completely 
closed to heat and mold the foamed beads with steam of its corresponding steam pressure shown in Table 2. After the 
molding, the mold was cooled with water until the pressure of the surface of the mold pressed by the resultant molded 
30 article within the mold was reduced to 0.6 kgf/cm 2 (G), and the resultant molded article was then taken out of the mold. 
The molded article was aged at 60°C for 24 hours and then cooled to room temperature. The various physical proper- 
ties of this molded article were determined. The results are shown collectively in Table 2. 

Examples 9 and 10: 

35 

[0057] An autoclave was then charged with 1 00 parts by weight of the same resin particles as those used in Example 
1 except that a ratio of the diameter to the length in the resulting foamed beads will be substantially 2.0, 220 parts by 
weight of water, 0.5 parts by weight of kaolin as an anti-fusing agent, 0.01 5 parts by weight of hydrated aluminum sul- 
fate as a dispersion aid and 0.007 parts by weight of sodium dodecylbenzenesulfonate to obtain foamed beads accord- 

40 ing to each example in the same manner as in Example 1 except that its corresponding foaming temperature and target 
pressure within the autoclave shown in Table 1 were used. An expansion-molded article was then obtained in the same 
manner as in Example 1 except that the resultant foamed beads were used without washing with an acid, and the mold- 
ing was conducted under its corresponding conditions shown in Table 2. Incidentally, the foamed beads obtained in 
Examples 9 and 10 had average cell diameters of 20 um and 15 um, respectively, in the surface layer portions within a 

45 range of from the surface of the bead to 100 um, and average cell diameters of 250 um and 200 um, respectively, in the 
inner layer portion thereof. The various physical properties of the molded articles were determined. The results are 
shown collectively in Table 2. 
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[0058] The expansion-molded articles obtained in Examples 1 to 1 0 were of good quality in that they had no variation 
of density and were excellent in mechanical strength such as bending strength. Incidentally, the properties of the expan- 
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sion-molded articles shown in Table 2 were evaluated in the following manner: 

(1) Appearance of expansion-molded article: 

s [0059] The appearance of an expansion-molded article sample was visually observed to evaluate it in accordance 
with the following standard: 

O • No void was present among foamed beads in the surface of the molded article, and its surface was smooth; 
Ai ' Some voids were present among foamed beads in the surface of the molded article, but its surface was smooth; 
w X: Voids were present, and shrinkage occurred. 

(2) Ratio of bending strength to apparent density: 

[0060] A specimen having a size of 1 50 mm x 200 mm x 25 mm was cut out of a molded article sample to determine 
ts maximum bending strength by using a wedge having a radius, r of 5 mm under conditions of a testing speed of 10 
mJrSn and a distance between support points of 100 mm in accordance with JISK7221. The rate was found by d.v,d- 
ing this value by the apparent density of the specimen. 

(3) Apparent density of molded article: 

[0061 ] A specimen having a size of 50 mm x 50 mm x 25 mm was cut out of a molded article sample and left to stand 
for 24 hours under conditions of 23°C in temperature and 50% in relative humidity. The outside dimension of the spec- 
imen was measured by calipers to calculate out its volume (cm 3 ). The density of the molded art.de was calculated out 
by dividing the weight (g) of the specimen by the volume (cm 3 ) of the specimen. 

Example 11: 

[0062] An expansion-molded article was obtained in the same manner as in Example 9 except that the dispersion aid 
used in obtaining the foamed beads was changed from 0.015 parts by weight of hydratec I aluminum sulfate to 0X123 
parts by weight of hydrated magnesium chloride. The thus-obtained foamed beads and expansion-molded article 
thereof had substantially the same physical properties as those obtained in Example 9. 

Example 12: 

[0063] An expansion-molded article was obtained in the same manner as in Example 9 except that the dispersion aid 
used in obtaining the foamed beads was changed from 0.015 parts by weight of hydrated alum.num sulfate to 0.01 1 
parts by weight of hydrated aluminum chloride. The thus-obtained foamed beads and expansion-molded article thereof 
had substantially the same physical properties as those obtained in Example 9. inuontinn ae 

[0064] According to the expansion-molded articles of the propylene resins according to the present invention as 
described above, the problem of deteriorated appearance involved in the conventional expansion-molded articles hav- 
ing a low expansion ratio and the problem that the stiffness-improving effect attendant on the formation of an expansion- 
molded article having a low expansion ratio cannot be fully achieved can be solved. These molded articles are excellent 
in both appearance and physical properties such as stiffness. 



15 



20 



25 



30 



35 



40 



45 Claims 



1 An molded article of foamed and expanded beads of a propylene resin, which is obtained by heating and molding 
the foamed beads of the propylene resin, wherein the apparent density of the molded article is 0.1 1 to 0.45 i g/cm . 
a value obtained by dividing its maximum bending strength (kgf/cm 2 ) determined in accordance with JIS K 7221 by 

so the apparent density (g/cm 3 ) is at least 155 (kgf/cm 2 )/(g/cm 3 ). and the average number of cells at its secton is 
within a range of 5 to 100 cells/mm 2 . 

2 The molded article according to Claim 1 . wherein the value obtained by dividing the maximum bending strength 
(kgf/cm 2 ) determined in accordance with JIS K 7221 by the apparent density (g/cm ) is at least 180 

55 (kgf/cnvtyf.g/cm 3 ). 

3 The molded article according to Claim 1 . wherein the value obtained by dividing the maximum bending strength 
(kgf/cm 2 ) determined in accordance with JIS K 7221 by the apparent density (g/cm ) is at least 200 
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(kgf/cm^g/cm 3 ). 

4. The molded article according to any one of Claims 1 to 3, which has an Izod impact value of at least 1 (kgf- 
• cm/cm 2 ) as determined in accordance with J IS K 71 10. 

5 

5. The molded article according to any one of Claims 1 to 4, wherein a propylene resin comprising 0.002 to 0.5 wt.% 
of an inorganic or organic foam stabilizer is used as a base resin. 

6. The molded article according to Claim 5, wherein the foam stabilizer is at least one of zinc borate and sodium 2,2- 
io methylenebis(4,6-tert-butylphenyl) phosphate. 

7. The molded article according to any one of Claims 1 to 6, wherein, the quantity of heat at an endothermic peak on 
the higher-temperature side on a DSC curve obtained by the differential scanning calorimetry of the molded article 
is 3 to 20 J/g. 

15 

8. The molded article according to any one of Claims 1 to 6. wherein, the quantity of heat at an endothermic peak on 
the higher-temperature side on a DSC curve obtained by the differential scanning calorimetry of the molded article 
is 3 to 15 J/g. 

20 9. The molded article according to any one of Claims 1 to 6, wherein, the quantity of heat at an endothermic peak on 
the higher-temperature side on a DSC curve obtained by the differential scanning calorimetry of the molded article 
is 3 to 13 J/g. 

10. The molded article according to any one of Claims 1 to 6, wherein, the quantity of heat at an endothermic peak on 
25 the higher-temperature side on a DSC curve obtained by the differential scanning calorimetry of the molded article 
is 3 to 1 1 J/g. 
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